EUROPEAN PATENT OFFICE 

Patent Abstracts of Japan 



PUBLICATION NUMBER 
PUBLICATION DATE 

APPLICATION DATE 
APPLICATION NUMBER 



10053583 
24-02-98 

09-08-96 
08211378 



APPLICANT : MITSUBISHI CHEM CORP; 



INVENTOR : TONO SUMIAKI; 




INT.CL. 

TITLE 



C07D401 /1 2 A01 N 43/56 

PYRAZOLE COMPOUND AND 
ANTIMICROBIAL, INSECTICIDAL AND 
ACARICIDAL AGENT CONTAINING 
THE SAME AS ACTIVE INGREDIENT 




ABSTRACT : PROBLEM TO BE SOLVED: To obtain the subject new compound having high control 
effects against various kinds of pathogenic microbes, insect pests, etc., exhibiting 
resistance against conventional fungicides for agriculture and horticulture, etc., and useful 
as an active ingredient for highly safe fungicides, etc., reduced in residual toxicity, 
environmental pollutions exc. 

SOLUTION: A pyrazoie compound of formula I [R^ R^ are each 

OH, a 1-4C alkoxy, etc.; R^ is H or acetyl; R is a 1-4C alkyi, (substituted) 

phenyl, etc.], e.g. N-[6-(4-trifluoromethylphenoxy)-3-phridylmethyl]-4-methoxy-1 ,3- 

dimethyl-5-pyrazole caroxamide. The compound of forrri'ula I is obtained by reacting a 

compound of formula II (Z is chlorine, bromine) in the presence of a base (e.g. NaOH) in 

an aromatic hydrocarbon such as benzene or in a polar solvent such as a ketone or water 

at 0-30°C. The compound of formula I is contained as an active ingredient in an amount 

of 0.1-99.5wt.% in a fungicide for agriculture and horticulture, etc. 
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(57) 

Tia-«; ( I ) 

[-fEl] 




:t^i^«?:^L. ffi:^(±7K^lKl^. Ci-C^cTDT/Paf^i. 
■fef-;^aS:S^L. RfiCi—CiCOT/W^;!^*. Ci~C4 



im^mi} rm-m: ( i ) 



N,^^j>-CONCHsr-Q-o-R (I) 
CHa 

;P:t^i^S^S^L. flii^rti**®^. Ci~C4C7)T;P^ 
r-t^^i-m^^L. R{iCi~C4c7)r;i/-^;i^X. Ci~ 

[ff^]I2 ] ( I ) i^iJV^T. R lS.t/"R2c7)- 

[00 0 1] 

[00 02] 

[ 0 0 0 3 ] if^. mMVim(^mmi>zMLxmM'&i:m 
tt'. WM. TE^F. A^mv-^ :t-^c^iEtgic 

mmmizmtmirmn Lfzm^<Dmm.m-^m^^^^mx' 
mmLxn y) . :itii^<r>mmm'^^{zmmt^^wn 

mA<Dmmti-^^mm^z^j:'^x\^i>. 

[0 0 04] ^i^iZ. i^^:^:^}VJ^?(-~\'^'^yy)V-{ 



s Yiikmmm<r>m\,zmmm'^Aifi^tmmi^mnL 
Tv^^i^m^i,^>i>*^\ ^ixi^ii—mztmmm.^mm 

^-yx. m.mKmcr>mmmmm ■ m^miizim. 
Lfz^imwm'^'^i.zn lx t>ffiigfiT'+^ 

• mm\<^wmmm^tix\^^ . 

[ 0 0 0 5 ] jDi.T . ^^-.ri^Jtc-^^v^T t> , wmM<r) 

^y=m^zimm:^^-y-\,zn lx hmxtmm^ 

h . 2-62876 ^-'jkmt.tzimm^s 

- 0 8 3 5 8 7 IC{4N - ( 7 X y i/t° U i^VWp< 

^Irfco-ft-^-Jf^JiSS^SiiTV^^fccTxo. 3. 4^0 

#W¥2 - 2 6 4 7 6 0-^<KjfgS.?/"# 
^^7 - 1 7 3 1 3 9-ti]^fgt:{4b°^y-;|^3gco3 . 4 

( 7 X y 5^ tf U i^Vl^y ) ^tCO V ^T{4^ < iSK§ 
[0006] 

[^BS*^'»?^Lckoi:-ri>il®] *^Hj{i^ I^O«H 

^mmmm. ^^\m/^y=M^,zwsKm7^^^wn 

mm. m^mfy:=^\,znLxm\<mmm^iyriL. 
m<mmm. m^mmj^^y-mco-mh^-^h t-c^r 
m^j:^^m.im^~ti,z.h^mmtLx\^h. ^tz. 

m<^mmm. m.m\m/m.y-m<^-^^mtbLx^m 

iSi0^rffl'l4Sr*-r-I.N- [6-:7xydf.i^-3-tf Ui^' 
[00 07] 

■^j:\^^V~Mt-^ifi±Mt<r)m^^^-t^it-^^>!JiX'hh 

^mmii. TiE-^i^ ( I ) 

[0008] 
Ut2] 
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(3) 



Wm^l 0-53583 



(in 



f 



(I) 



[0009] [±15^4', R^MJ^R^co-yjii. ym 

[0010] mr. *^Bj^piffliciiHB-r«., 

[0011] 

n-^h^i/S. -^yyf^v-a, sec-7>df 

i^s. t-ybdrS/a#<7)Ci~c4(^a:^t,L<{i:5Mie^ 

2-i?ana:h=3fv'». 2, 2. 2-hU:7;P:^o 
xhdfi^^^ 2,2, 2-M):?noa:hdfi^^^ 3- 

i^nnrn^dfi^*. S-rn^TD^drv-S. 3, 
3, 3-hU:7;P:tnro*rd;^>^». 2, 2. 3, 3- 
■r h7 7/P^n7"n.-K^$/X. 2, 2, 3, 3, 3 -'^ 
>':5'7y^:t^r^d^^v-S. 2. 2->''^aa-3, 
3, 3-MJ7;l^:tn7'o;K^i^^. 1, S-i^yjl-:^ 
n-2-rn*rdf j^^^ 1, i, i, 3, 3, 3-^^ 
■tf7;l/:tn-2-7°n;K^i/S, 3, 3, 3-hUi?a 
nra^^v-S. 4-^on7'>^i^*. 4, 4, 4- 
hU^/W^nrh^i^^. 3, 3, 4, 4, 4-'^>':? 
7 n 7> =^ i/S^o c 1 ~ c 4 cT^itll t' t < {±tJi-iiS^ 

i~C4<^iSii[fc t <{43i-Hg^r;l^3^vT/l'3^i^S : 

f 



(Ill) 



(II) 



n-ri~;um. y7^f-;p^. sec -f^jum^ t - 
7-^;PS^c7) c 1 ~ c 4 comm € L < {i^^iig^^ t;w^;u 

yrnhVU*, n-7'^;l.S. ^y7-f-;PS. sec- 

ri~;u& , t - 7>;pa^(^ 01—04 (T^mm i>L< a-^ 

;><h^v'*. 2-7;P:toxh:^rv'S, 2-^nnxh 
^i^S. 2,2, 2- hy7;k:tnxhdfvS, 2, 

2, 2-M»:?c?oxhdf$^s^ 3-i?nn7°n;K=3r>' 
3-7"o^7°a*f=^>'«, 3.3, 3-hUy;U^ 

uy°u:ii^)^m. 2, 2, 3, 3-xh7 7;L':tn7'n 
^^S/*. 2, 2, 3, 3, 3-^y^y/U:^r:iy°n7it 
^i/^. 2,, 2-i/^aa-3, 3, 3-hVy/U^^ 
Tn^^^i/^. 1, 3 -i/7;l':ta-2-7°aAK^>' 
1, 1., 1, 3, 3, 3-^^-9-7;W:tn-2-7- 
3,3, 3-hUi?ac77'n*r^i^S. 4 
-^rJUy'h^z^&^ 4, 4, 4-Ml7;U:t07'h^ 
i'*. 3, 3, 4, 4, 4— ^>'^7;P:ta7'h^>'S 

^Ci-c4<^ittMi, LKi^^mm^-^^Tfua^i^m 

i^y)VitU;<^)Vm^ V'>)yjV^u::<^)Vm. 2-y)V 
^ax-^;|^S, 2-^'aDXf-;PS^ 2, 2, 2 - M> 
77l/':tnX;^;PS. 2 , 2 , 2 - hU OOX^/l^, 

3- i?na7'uf;P«. 3-7'nqE7'ntVl'S, 3. 

3, 3-Ml7;P:tC77°C3tVW*, 2, 2, 3, 3-7^ 
h7 7-'k:ta7°ab7I/^. 2, 2, 3, 3, S-^i^r?* 
7;P:tn7*nhVUX, 2, 2-i>"i?nn-3. 3, 3- 
hU7;^:t^7•oe;^-S. 1. 3-y7;PJtn-2-7' 
nf;l^_l, 1, 1, 3, .3, 3-^^^?-7;V:ta- 
2-rnb7l-^, 3, 3, 3-h y:7aD7°ntVl-a. 

4- :?'no7'^;P*, 4, 4, 4 - hU 7;U:tn7'^;W 
3. 3, 4, 4, 4-^>':5'7;Pjra7'f-;t'a^C0 

Ci~C40i:Mi> L< {4^^iiSSIfyNaT;l^^;t^a ; 

[0012] i?nB-M^ ( I ) x'm.^f{.h^wM>\^-^ 
Mt. mu-r^%^^-^\>z^-yxmm-h^):.i^x^ 

[001 3 ] 
['fL3] 



f 

ONCH 




(I) 



±iB-«i^ ( I I ) (:t3V^T. Z^sig^S^. miSJS^ 

i.. ^it^^\^ym<^^^v:''ryimit7m ; i^K;>< 
^^^-^ T-feh-hU/K -J:^^^y. N, N-^^^ 

S L < a 0 °C~ 5 •CT'mSc7)i¥ftTSJE^^f 3 i ^^'ffi 
[ 0 0 1 5 ] ^ fvT. -^5^ (II) tcfev^-C. Z;&^'*K 

x)V!i-^^iyYm(^'mm^mu^x'i s o~2 5 o°c. » 

* L < « 2 0 0 ~ 2 5 0 r-CRlE^^T 3 C: i: 5&«ai5t^ . 
i^. -JK^ (II) X'm^tLi>i\L-^mii..:Mi.lt. T 

etrahedronLetters, 1591, (1 

97 1) \,z%m^ixfz-)im^z.1^'>X^-th:itifi^ 
-m^ (III) T'^§ixS-fb-^{±. fi^Oi. 

tJ'^ Journal fur Praktische 
Chemie. 146, 95. ( 1 9 3 6 ) IdSK^ix 

[0016] -^5^ ( I ) x'^-^fih^%mit-^m\.i.. 
coy- @<OlBiJ J; r/f:^)*^-^ LT^gV^R&l^iSIS^^ LT 

[0017] -^^ ( I ) T^^tih^mMit-^^^m 

m^titmmwmmtrMttimsmt Lxm\'-^i>(^i}^is- 
tL\,\ mmmmmmL ^^mRx/^y-m<^mmii 



ryyufij. mmL mi. mL mm. mmm. mmi 

mmm t-t^^t t>mmxh i . ^mco-it-^c^ i m 

[0018] ±.m<7)mmmm<DmMm. m^mm/my 

fcLT{i, 7j<: h)V3iy. ^iyuymcr>^^mmt4<. 

; T-b Vymcn'rVym. : i''-X^;^5t:;^Ar $ h'^ 
COTS : Vxf-;l/;^;W7ix^i^ b'^<7)x;P7f:dif f? 

; :)<^)V'f-y9Vy -^■^vx^^^y ; mWM^ ; S 

LT(4^1x-. ^/k^?. ^a^. ^ 

T^b-T3-A^S:fflV^i,;i;5&^ai*l>. IL-fC^J. ii-M"J 

^;UTy^::^»>Ai?a^-f -■KU^dri^Xf-l/yT/l' 
^^BvSttlfJ ; '^A^y^mm'm\ ; ^^-f ^j-^^^^M 

3!)>ai*l.. t.fz. ;Ky::t^>'X^i/>y-;L'7x-;ux 
4f U i-'X^ y ^ U X riyWx— x/t- 
^cO®«^J ; 'JT)V^)V:K)VA^^9 iyA—Ym<ri^^ 
m-.ilJVif^^l^y^^jV^jVxi—T.. ;KUb'ri;PT;Pr?— 

[0019] immy^msmm. m^mm^y 
-mzi6\'rh-mimi<ry^-Mm,t. o. 1—99. 5% 

\,z);.^mmm.'tft\ti.\~^fiK mut. 'm\x\m<:i. 

5~2 0«»%aJK. *fiL<{41~l OSfi%. 
^iJ-C{4*«Jl'-9 0M»%mg. ifiL<{41 0~8 0fi 
»%. ?LMTi4*57l~9 0Mi%^JK, :jt?^ L<{il 0 

~4 01i*%C7):g^^^^^:S-t- ^ J; o \zmM-th ^ i: 

[ 0 0 2 0 ] mut. ?L^jco^. -mmtxhhm, 
{"c^Mzn \^xm\-m^wmm'^m,-^ \.xwm<r> 
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(5) 
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# -Si COTS) -s. 

[0021] ^^^^m^mmmmmm. W£.mm-(fmy 
-m^zi>i. -m}^^x'hh^%m<oi\:-^mimz. \m 

mij'm±m^zm&^ti^hcr>x{it£< . mmmm. *b 
h:itifi\mh. mui. mmct^<r>w,'k. 5~i oo 

Oppm, L<{i:l 0 — SOOppmCOigJ^iEHO 

mm^ 1 0 T~)vmz oioo-'2oo Lgs^oififfli 

-^mmififi 5 ~ 1 5 j^cosmimi 1 0 r-zi^sjt 0 

1 - 1 0 K gT*-g. . ±m^mcr>m^. 5- 1 0 0 0 p 

P m<r)^mMMcomm^ 1 m2 S^v: O 1 — 1 0 L^^O 
ilKg^/iOl 0-10 0 0ppm<;o?||Jg|gBI<7)^?K 

^ 1 o~i 0 0ml mmmmm-t^zhti^x^ h . lii 

[00 22] 
[MSl?iJ] 

<mm\ 1> N-[6-(4-hU :7;P:tn^f-;U7 

1 . 3 - i^'^ 5 - e5 V-/P;i?;P;}^^-if ^Y<rM 
it 



4-^>^£^-l, 3-i^^^;l'-5-tr5y*-;U;i?;W 
1 . '7 g i: Uit^^-JU 5 g ^ 1 B#rajpifiil»;[ L 

^2 0111 i r^fML/v;. i<7)?§?gSr5-T$y^-f-;P- 
2- (4- hU7/P:ta;>{^;P:7xy^>') bfy^-'^ 
2. 7gt3;j:V>Uxf-;i/TS>'l. 2gcr,hJU3iym 
?g 3 0 m 1 ttit; 0 ~ 1 0 °CT1ST L/i „ MT^im^SiX 2 

-^h^'yy 4 -xmm mi ^zimc^it-^m ( n o . 

8) 3. 8g2:#/c. 

[0023] ±mi\:-^m<ONMR^ I RJiJilTcOilOT 

1H-NMR(CDC13) ^PPm: 2. 29 (3H, 
s), 3. 84(3H, s),4. 10(3H, s), 
4. 58(2H, d), 6. 98(1H, d), 7. 2 
3(2H, d), 7. 56 (IH, b), 7. 65(2 
H. d). .7. 76(1H, dd). 8. 17(1H, 
d) 

I R (KB r) cm-i : 3380, 1 660, 1 60 
0, 148 0. 1320, 1280, 1160, 112 
0 , 10 6 0 

[0024] <mmm 2 >mmm 1 (T^^jmiizm trs 1 

[0025] 
[|S1] . 




« 1 



R^ 



1 CHs OH 



2 CHa OH 



3 CHa OH 



4 CH3 OCHa 



5 CHa OCHa 



6 CHa OCHi 



7 CHs OCHa 



8 CHa 



OCHa 



9 CH3 OCHp 



10 CHa OCHa 



1 1 CHa OCaHa 



12 CHa OCaH^ 



H 



H 



H 



H 



H 



H 



H 



H 



H 



H 



Fa 



F3 



CH3 



)CHF2 



— ^^-OCHF2 



16 2-164 



CHF2 18 9-191 



10 5-106 



8 5-86 



10 4-105 



1 . 5 4 5 3 (23*0 • 



1 . 5 5 1 5 (25X:) • 



5 9-61 



1 . 5 4 0 9 (2«lt:) * 



1 . 5 3 8 0 (24^) ' 



[00 26] 
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MA (V) 



1 3 CHa 



1 4 CHa 



1 5 CH^ 



I 6 CHa 



1 7 CHa 



2 1 CzHa 



2 2 CHsO H 



2 3 CHaO C 1 



2 4 CHa 





H 






H 






H 










OCHF2 


H 




OCHFa 


H 




OCHFa 


H 


— <^-OCHF2 


OCH2OCH3 


H 




OCOCHi 


H 




OCH3 


H 


-O-CF3 


H 


H 




CI 


. H 


_JCF3 


OCH a 


COCHa 





1 . 5 5 7 2 (24t:) • 



111-112 



6 2 - 8 :4 



116-117 



9 2-93 



1 . 5 3 7 0 (ast;) • 



8 8-90 



113-114 



1 . 5 4 3 0 (23IC) * 



COO 2 7] i^, -fb-^No. lONMR-f— rJ'ti. IJl 

iH-NMR (CDCl3)5-ppm:2.03(3H, 
s). 4. 06(3H, s),4. 55(2H, d), 
6. 92(1H, d), 7. 27(1H, d), 7. 3 
5 (IH, s), 7. 45 (2H. m) , 7. 75 (2 
H.m), 8. 08(1H. d), 8. 50(1H, 
s) 

[00 28] <M^'J0lJ 1 > 



m>Hti&) 5 2a»g|5. VJV^~;U9 0 4 7 K ( T 

[0 02 9] <m\m2> fm 
i^LT. ^m^^2mm%(Dfmi:mm.Ltz. 

[0 0 3 0] <S^JfiRj3> m\ 



[003 1] <mwm4: > yurvivm 

*^HJ(7)<[i-^q^3 OMMSP. y;U*.-;P9 04 7K 5 
;W8Mg|5fc'J;tA'7K4 4M:g|5?::r'f y 5;'^ (i^>'V;P 

[0032] <WMm 1 > h t'-f >-;^(0^ft*lCi* 

(|*I@3cmX:g$l 7 cm) tc^cO^J^oX 

/S. M^je»J3(7)i!!l;^tct^-5-CS^itLJt::*:^BJco|ia^ffl 
S*^Jt7)*#f?M0 .5ml ^±iB<0;if^XP3mct5[^ 

Bg*Sr l/2BI5Ei:L-C^** (%) 

m 2 tc^-r ( m<^(0'(\:^im^iim i t=^is t t v 
■I.) , 

[00 33] 
[^3] 

% 2 





^(ppm) 


(%) 


4 


5 0 0 


10 0 


5 


5 0 0 


10 0 


6 


-500 


10 0 


7 


5 0 0 


10 0 


8 


5 0 0 


10 0 


9 


5 0 0 


10 0 


1 0 


5 0 0 


10 0 


1 1 


5 0 0 


9 0 


1 2 


5 0 0 


10 0 


1 6 


5 0 0 


10 0 


1 7 


5 0 0 


9 0 


1 8 


5 0 0 


10 0 


1 9 


5 0 0 


10 0 


2 0 


5 0 0 


10 0 


2 1 


5 0 0 


10 0 


2 2 


5 0 0 


10 0 


2 4 


5 0 0 


10 0 



[0034] <mm.m 2 > a -f-:^'(7)^^^zm-&^^ 
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mm^tfz (mm. 2ms.) . M^4Bmiz^^Aco± 

(%) ^^ibtz, l^^^msiZT^-t (OTcO^*. -fb-^ 
!f%##{i^l ti^lELTV^I,) , 
[003 5] 
[1^4] 

m 3 







mAm (%) 


4 


5 0 0 


10 0 


5 


5 0 0 


10 0 


6 


5 0 0 


loo 


7 


5 0 0 


10 0 


8 


5 0 0 


10 0 


9 


500 


10 0 


1 0 


5 0 0 


10 0 


1 6 


5 0 0 


10 0 


1 7 


5 0 0 


10 0 


1 8 


500 


10 0 


2 1 


5 0 0 


10 0 


2 2 


5 0 0 


9 0 


24 


5 0 0 


10 0 



[0036] <mm 3 > ^5 ^^y~<^m:mzm-^ 
yyycov—yf^ x'!'^ (ie@3cm) t-i osso 

mmLfz^^m(^mmmmm:^-m^yi^Tp}fm^iz% 

fi) . »2 Ammmz^^<;:^m:m&Lmi>'~m 

(%) ^IRi^fz. ^^&a4t:fl^^, 

[0037] <um\\ 4 > 5 ^^y-m^zn-thm 
-f y^Vcou-^x-f-x^i (a:@3cm) \,z5m<r)-f- 

<r>m5\<z%'^xm\Lti-:ipmm}^^mm.y~m^7ii 

±tc[ilfei<:S[^fg (;^-f{5a^l:M) ^im^^xmMLtz 

[0038] 



(9) 



mWV-l 0-5 3 583 



m. 4 



7 


500 


10 0 


100 


9 


5 00 


100 


100 


1 0 


500 


100 


100 


2 1 


500 


100 


100 


24 


500 


10 0 


100 



[0039] <mm.m 5 > ^ ^^\^i>-hmizicft^mM 
mm 

1 om 1 (Dm-^x-m^miLti, miLtzmmt: 

mm& = 

(%) msm^imm 

[004 1 ] 

me] 

m 5 



V^i>*>i)raiil (Magnaporthe grisea) 
<7)fla^^}S?S ( 5 . 0X1 O^mFfXm 1 ) Sri^g^ 
L. 2 5°C<7)iMMlC2 4l^^i!ft-:.fc. -^^7)^, 

( 2 2—2 5r ) -c-7 ammmt. mMLfzmm^m 

[00403 

[isci] 

XI 0 0 





ii^(ppm) 


mms (%) 


4 


2 5 0 


10 0 


5 


2 5 0 


10 0 


6 


2 5 0 


10 0 


7 


2 5 0 


10 0 


8 


2 5 0 


10 0 


9 


2 5 0 


10 0 


1 0 


2 5 0 


10 0 


1 3 


2 5 0 


9 5 


1 4 


2 5 0 


^ 9 2 


1 6 


2 5 0 


10 0 


1 7 


250 


9 3 


1 8 


2 5 0 


10 0 


1 9 


2 5 0 


10 0 


2 2 


2 5 0 


9 6 


2 4 


2 5 0 


10 0 



( : 1/ <y Kf-x u - ) ^ WBic Ltz . m\m 1 <^m)5 
yiccmwmmiiz^'mv. ±iec7)-^^^ 0-4^^) tci 

d^-y h S D 1 0 m 1 cr>m-^X-^m^Ltz. mihtzM 

m.'kSM.Ltz^kcr)^ ^-tw. b ^ h mmix'i^m Ltz v v 

bS^SS ( Phy t o p h t h o r a infesta 

n s ) c^m^'^mmmm is, 0x1 omMf-mym 
1 ) t:mmmmL. 2 5°ccr)Mmiz2 4^mu^tz. ^ 

(7)^. iM^^ (2 0 — 2 2^) T4Bmm.m.L. m^iz 

tiimLfzmmi.^mML^mm.TLif>L. t^e^izx 

[0043] 

^mmfk 0 : mmm. 

1 zmmmmi/'s&rF 

3 :?gaE®l|l/3~2/3 
5 :^iE®ffi2/3et± 



n, : l^h'^y Do. 

[0044] 
[iC2] 



[0042] <mmm6> h v b3S?st=^-s.ia»!^ 



0 X no + 1 X til 4- 3 X na + 5 X tls 

(%) = ^ X 10 0 
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